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Abstract. It is report on synthesis and structure of Ap*LaBr 2 (THF) 3 and Am*LaBr 2 (THF) 3 (Ap*-H ϭ {(2,6-diisopropyl-phenyl)-[6-(2,4,6-triisopropyl-phenyl)-pyridin-2-yl]-amine}, Am*-H ϭ N,NЈ-bis-(2,6-diisopropylphenyl)benzamidine). X-ray crystal structure analyses of the two seven coordinated complexes were carried out to compare the steric demand of the two amido ligands. A similar overall primary coordination site bulkiness for both ligands Recently, sterically demanding N,N-bidentate anionic ligands became very popular in amido [1, 2] lanthanide chemistry. Among such ligands selected amidinate [3] and aminopyridinato [4, 5] ligands are of special interest since they bind a large variety of rare earth metals forming species of the type (L)LnX 2 (THF)n (L ϭ N,N-bidentate mono anionic amido ligands, Ln lanthanide metal, X ϭ halide, n ϭ 1,2,3,...) [6, 7] . In this communication we report on synthesis and structure of Ap*LaBr 2 (THF) 3 formation of a bisaminopyridinato complex could be observed by reacting two equiv. of Ap*K with LaBr 3 . NMR spectroscopy of the two lanthanum complexes revealed the coordination of three additional THF ligands. Due to the additional coordination of three THF ligands we expected mononuclear seven coordinated compounds in solution. Such complexes should be ideal to compare the steric bulk of the aminopyridinate and the amidinate ligand since the angles between the ancillary ligands are quite sensitive to the steric "pressure" of the amido ligands in at least two directions. Crystals of 1 and 2 suitable for X-ray crystal structure analysis could be grown from hexane (1) or THF (2) Furthermore, the Br-La-Br bond angles and the nearly linear OLa-O angle can be used to describe the steric "pressure" which is put on the ancillary ligands (bromo and THF ligands). We call this the primary coordination site bulkiness. sterically more demanding in d-direction which could be understood by the fact that the 2,6-isopropyl-phenyl substituent linked to the pyridine ring is pointing downwards (Figure 1) . In e-direction the amidinate ligand is bulkier. The differences in the Br-LaBr und O-La-O angles are similar 7.1°and 5.8°, respectively. Thus we assume a similar overall primary coordination site bulkiness for both ligands but distinct differences in the d-and e-directions. The consequences of these differences in terms of the reactivity of the corresponding early transition metal and lanthanide complexes are going to be investigated.
Experimental Section
All reactions and manipulations with air-sensitive compounds were performed under dry argon, using standard Schlenk and drybox techniques. Solvents were distilled from sodium benzophenone ketyl. Deuterated solvents were obtained from Cambridge Isotope Laboratories and were degassed, dried (CaH 2 ) and distilled prior to use. NMR spectra were obtained using either a Bruker ARX 250, Bruker DRX 500, Varian Unity Inova 400 or VXR 300 spectrometer. Chemical shifts are reported in ppm relative to the deuteurated solvent. Elemental analyses were carried out using an Elementar Vario EL III. Ap*-H [8] and Am*-H [7b] were synthesised following literature procedures. LaBr 3 (THF) 4 was prepared by continuous extraction of anhydrous LaBr 3 [9] . All other starting materials were purchased from commercial suppliers. X-ray crystal structure analyses were performed using a STOE-IPDS II (1) or a Brucker SMART APEX CCD (2) equipped with a low temperature 
